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We propose a one-dimensional hydrogen-bonded chain model, where temperature is introduced using
a variational form of the self-consistent-phonon-approximation method to evlauate the semiquantum
free energy. The parameters of the model are chosen self-consistently and the hydrogen bond is de-
scribed by a double Morse interaction. The behavior of the chain is studied with a defect and without
one and the Peierls barrier is calculated. Introduction of an anharmonic O-O interaction results in slight

qualitative changes.

I. INTRODUCTION

There are many hydrogen-bond solid-state systems
consisting of one-dimensional chains like imidazole,!
acetanilide,? hydrogen halides® (HF, HCl, HBr), lithium
hydrazinium sulfate* (LiN,HsSO,), and proteins across
biomembranes.> Protonic conductivity in such systems in
the direction of the hydrogen-bonded chains is about 103
times greater than in the other two directions.® In fact, it
can be comparable or even larger than the protonic con-
ductivity in ice.” Many two- or three-dimensional sys-
tems can be regarded as a compound system of multiply
linked one-dimensional H-bonded chains. This is the
case with the Bernal-Fowler filaments in ice,? or the four
helices in the polypeptide of bacteriorhodopsin in holo-
bacterium holobium.” While it has not been possible to
determine the exact conductivity mechanism,'® the ex-
istence and mobility of ionic or bonding defects play a
crucial role in electrical conductivity and dielectric
response.>!!~13 However, both their equilibrium concen-
trations and mobilities are indirectly determined quanti-
ties from the analysis of the experiments.

In what follows we shall use the example of Bernal-
Fowler filaments in ice, where there is considerable exper-
imental data. In the model to be discussed, the tech-
niques and the qualitative conclusions are valid for vari-
ous hydrogen-bonded systems, but the parameters to be
used are taken for ice, where many measurements exist.
In ice, the transfer of a proton from one water molecule
to the next, creates a hydroxonium (H;O") with a posi-
tive effective charge (about 0.62¢) and a hydroxyl (OH™)
with a negative effective one, which can migrate under an
applied electric field. The activation energy for the
creation of a pair of ionic defects is 0.96 eV. It is also ac-
cepted that the creation of bonding or rotational Bjerrum
defects is necessary to keep pumping the conduction
mechanism in a two-step relay process.'*

For an ionic defect to move, it must overcome a con-
siderable barrier, so that hopping-type motion cannot be
effective. For this reason solitonic models of collective
proton motion, which present a lower barrier seem very
promising. This includes models with collective proton
motion in rigid or moving substrates. In fact, the two
sublattice models'> can lower the effective barrier by con-
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traction of the heavy-ion separation.!> This happens for
both optical-type motion about the O-O center of mass or
for acoustic motion. Improvements have been intro-
duced, where the substrate has two barriers,!” so that it
allows the simultaneous existence of ionic and Bjerrum
defects.!®

In almost all the previous work, however, temperature
has not been taken into account while quantum effects
were neglected. However, even at zero temperature,
quantum effects for a light species in a potential with nar-
row wells can be very important. It is known that the
Peierls barrier of dislocations in crystals can vary very
strongly with the dislocation width.!*2° Thus the activa-
tion energy for motion of the ionic defects dressed with
thermal and quantum fluctuations will vary with temper-
ature. So that over a temperature range, it is possible to
have either a situation of single proton hopping for a nar-
row defect and correspondingly a large Peierls barrier,
which does not contribute to conductivity significantly,
or a ballistic-type solitonic motion.

In this paper, we will introduce temperature to study
the structure of a defectless chain and the Peierls barrier
of an ionic defect. This is very useful since it is a parame-
ter that will enter in any model to explain conductivity.
Temperature can be introduced using a variational form
of the self-consistent phonon approximation (SCPA)?!:2
for the evaluation of the semiquantum free energy.
SCPA has been used extensively in the past for light no-
ble gas atoms, where quantum effects can be significant,
and for ferroelectrics, where the dipole moments can
have two equivalent orientations. This corresponds to
the two degenerate minima of a double-well potential in
the absence of an external field.

In Sec. IT we will discuss the hydrogen-bonded chain
model we study. In Sec. III we describe the SCPA varia-
tional method we used to evaluate the free energy for the
chain with a defect or without one. In Sec. IV, we give
values for the physical parameters used in the model, and
discuss their large variability in the literature. In Sec. V,
we present the numerical results, while in Sec. VI an
anharmonic O-O interaction is taken into consideration.
In Sec. VII, we present a discussion emphasizing the re-
sults that must be taken into consideration, when con-
structing a model to explain conductivity.
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II. DESCRIPTION OF THE MODEL

In ice or more complex biological systems, the proton
transfer takes place along the Bernal-Fowler filaments. It
has been a common practice, after the work of Anton-
chenko, Davydov, and Zolotariuk,?* to represent such a
filament, by a one-dimensional (1D) chain consisting of
two interacting sublattices. The one is made of protons
(H) and the other one of the heavy ions, here to be called
oxygen atoms (O). Each proton ‘“belongs” to two oxy-
gens and it can jump between two equivalent positions of
the double-well potential along an O—O bond. The form
of this potential used in the literature, may vary from a
piecewise quadratic®* to a ¢* (Refs. 23 and 25) or a Morse
potential,?®?’ depending on the method used. For exam-
ple, the piecewise quadratic potential is convenient for
analytical computations, while the ¢* potential has been
used in the continuum lattice limit approximation. As
for the Morse potential, it is widely accepted that it is a
more realistic description of the hydrogen bond.

In the present work we consider a Morse potential for
the coupling between the two sublattices so that the pro-
ton feels a symmetric double Morse (DM) potential, cen-
tered between every two oxygens. Its variable is the rela-
tive position of the proton and the oxygen and has an im-
portant property (as shown in Fig. 1): the barrier be-
tween the two wells is much lower when the two neigh-
boring oxygens approach each other. This is an essential
ingredient, which allows an easier migration of the pro-
tons, when the bond is stronger.

The oxygen displacements (p, ) are measured from the
fixed oxygen positions while the proton (u,) displace-
ments are measured from the middle point between equi-
librium positions of the oxygen atoms. Displacements p,,
and u, are continuous variables that depend on the
discrete lattice site n. Thus the double Morse potential
part of the Hamiltonian is
—d(R/24+u,—p,—r,)

.7{0[{:2[1)(1_‘3 )2

—d(R/2—u,+p, 1=

e
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R is the equilibrium lattice spacing of the oxygen sublat-
tice and the potential parameters are the potential well
depth D, the position of the minima », measured from the
oxygens, and the force constant which is related to d
(ko =2d?D).

The protons (of mass m) are coupled to each other by a
harmonic interaction depending on their relative dis-
placements, with a characteristic force constant kyy:

2 a2
7{,;%% %51—3+k“(u,,ﬂ—un)2 : 2

In the last part of the Hamiltonian, the oxygens (of mass
M) are subject to a parabolic on-site potential, to simulate
the environment with a force constant £ and a harmonic
coupling, which depends on their relative position and
the force constant K oo
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FIG. 1. The barrier of the double Morse potential increases
as two oxygens are far apart and it reduces as they approach
each other.
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The Hamiltonian of the model is the sum of the above
three terms:

H=H o+ Hu+Ho . @)

III. THE VARIATIONAL METHOD

Introduction of temperature in a nonlinear system, in
the exact quantum-mechanical regime is a rather impossi-
ble calculation even for the one degree of freedom for a
discrete system. Therefore, one has to limit oneself to an
approximation for the free energy like SCPA, which in-
cludes zero-order quantum fluctuations. The evaluation
of an upper limit to the free energy is based on the
Gibbs-Bogoliubov inequality:?

F<F=F+{H—Fy), - (5)

Ff, is a trial Hamiltonian, chosen as a variational Hamil-
tonian for #, and ¥, is its respective free energy. Quan-
tum mechanics enter in the calculation of #; and the ex-
pectation value { - - - ), which is evaluated by the quan-
tum density matrix of #,. The choice of # is practical-
ly limited by the fact that its F; and density matrix §,
must be known exactly. Therefore, we use a set of in-
dependent displaced harmonic oscillators®® for each lat-
tice site, that is a self-consistent phonon approach:*°

1 #2 32 2 2
ﬂo_?% _761‘3 +ma)H,,,(u,,-aHy,,)
#2 3 2
+———+Mco%),,,(p,,-—aoy,,) . (e
M 3p;,

This independent-site approximation is improved by
choosing different parameters at each site, for each type
of atom: the local oscillator frequency and its mean posi-
tion. The free energy corresponding to #£, is well known
analytically:
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These parameters a and o, are used now variationally in
order to minimize the free energy . The density matrix
for one harmonic oscillator,
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is incorporated in the calculation of the expectation value
of Eq. (5), which permits analytic evaluation of the in-
tegrals. Therefore,

1 1
(H—F)o=3 ?km{ Tlap,, =y, +1)" |+ 5 koo +t(ap,,—aon+1)
n shn O,n
1 1 m Otn M 9o
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[
where dimensional hydrogen-bonded systems, with a 1D ice
moy , foy crystal. The way, though, that the physical parameters
YHn = P — tanh Y ]", , (11) of the DM symmetrical potential describing the
B O—H -0 hydrogen bond are chosen, is quite
Mo #ioe different.>2%27 Table I shows several sets of the DM po-
Yon= "4 " tanh % ]", . (12)  tential parameters taken from different sources. The big
B variety in these sets of parameters reflects the different

The approximate free energy F now is a function of the
variational parameters ay ,, @g ,> @n,,> and g ,, that
are actually the mean particle displacement and the local
frequency. For the numerical minimization we use both
the simulated annealing Monte Carlo (SAMC)
method®""?? and the gradient method. The SAMC
method was used selectively to check for the global
minimum where it is very efficient. Additionally, the
steepest descent or another gradient method is helpful to
locate the exact minimum while already in the potential
well minimum. In Ref. 33, the ground state of the system
was investigated using the SAMC method and it was
found that the assumed period 1 structure is the ground
state. Thus in this work we use the gradient method
since the global minimum is already known.

IV. PARAMETERS OF THE MODEL

It is a common practice (Ref. 34 and references
therein) to model the proton transport in quasi-one-

approaches used to fit them. Kryachko®® defines the DM
parameters from ab initio calculations of the (HsO,)"
complex. In Ref. 27 the rather different parameters come
from experimental values of the barrier height in the
double-well potential and also from spectroscopic charac-
teristics of the H bonds in ice. The set of the DM param-
eters from the Matsushita and Matsubara paper® is the
result of analysis of geometric and spectroscopic charac-
teristics of the O—H - - - O bonds. Finally, ab initio cal-

TABLE I. Parameters of double Morse potential.

D d r, Reference
(kcal/mole) (A1 (A) number
69.98 2.77 0.97 26
9.27 7.39 1.01 27
50.00 2.89 0.95 35
76.04 2.68 0.97 39
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TABLE II. Set of parameters used in the numerical simula-
tions.

D . Te R koo k kun
(kcal/mole) (A~ (A) (A) (N/m) (N/m) (N/m)
10.7 7.8 094 276 36.6 29.1 22.0

culations of the parameters of the DM potential are given
in a very recent paper.3® The authors here fitted the pro-
ton transfer potentials in protonated water and ammonia
pentamers by several simple analytical functions such as
¢>4, Gaussian, sinusoidal, Morse function, and fourth-
order polynomial. The Morse potential gives the best re-
sults and, most importantly, it is found to be fairly insens-
itive to the H-bond length, i.e., the same parameters in
the Morse potential can fit the energy profile for proton
movement for various O-O distances.

The DM potential depends on four parameters that
have to be defined: the equilibrium distance between oxy-
gens R, the potential well depth D, the O-H equilibrium
length of the single Morse potential 7,, and the exponen-
tial factor d related to the harmonic force constant of the
O—H bond. Our choice of R =2.76 A is the well known
value of the O-O distance in ice JA. In order to define the
parameters D, d, and r, we use the following characteris-
tic values of ice Ih: the critical distance of disappearance
of the double well R =2.38 A, the O-H bond length
ro=1.01 A,% and the force constants Koy =658 N/m,
koo=36.6 N/m and k =29.1 N/m.’’ The ion mass is
M=17Tm = 17mp, where m, is the proton mass, and the
hydrogen-hydrogen coupling constant is taken as
kyy =22 N/m.?” It should be mentioned here that the
value of this constant is not uniquely experimentally
known and therefore it has been calculated theoretically
in a number of ways. A detailed analysis of the H-H cou-
pling in H-bonded chains based on ab initio calculations
of water and ammonia pentamers is performed by Duan
and Scheiner.?®> The value of the hydrogen-hydrogen
coupling force constant defined there is close to the one
used in the present paper. The calculation of the parame-
ters of the DM potential should take into account the
change of the potential relief due to quantum and tem-
perature effect. In the framework of the SCPA approach
proposed here, the DM part of the potential is given by
Eq. (10). The self-consistent method for the calculation
of the parameters D, d, and r, is presented in the Appen-
dix. The results of this calculation are shown in Table II.

V. RESULTS
OF THE NUMERICAL CALCULATIONS

A. Ground state

In order to be able to study the structure and energies
of the ionic defects in the present hydrogen-bonded chain
model, we must define the ground state of the unper-
turbed system. Using the SAMC method it was verified
that the period 1 structure is indeed the ground state for
the system in the range of parameters used.>®> Here we use
a simple analytical approach to treat period 1 structure
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and one can obtain simple expressions for the variational
parameters that is due to the use of the DM potential.

First of all we have to minimize the free energy & for
the chain with a structure of period equal to one lattice
spacing R. In that case, we have the following conditions
for the variational parameters:

@OH,n = Oy @o,n = Doy Ay =y,

ap,=ag foralln . (13)

These conditions describe an unperturbed chain, where
all protons and oxygens occupy correspondingly
equivalent positions. Using the free energy F expressions
shown in Egs. (5), (7), (9), and (10), and taking into ac-
count the conditions (13), we have

= ;Z = a<;:{> , (14)
=%=kao+—a<i‘z‘) : (15)
0= 0F _ | kun moy A Uoy) d | 1
doy 2 4 o(1/yy) |doy | vu
°=5i,j; (16)
_|koo , k maep  HUow) | 4 [ 1
2 4 4 A1/yo) |doy |vo |’
(17
where
YH=YHn oy = oy - (18)
Yo=Y o,nlug ,=0g - (19)
Noting that
3 Uon) __ 8(Uon)
dag day
we obtain the following solutions of Egs. (14)—-(15):
ap=0, (20)
and three possible solutions for ay with
=0 1)
or
a‘;,l’z):i%arcosh [% exp —%dzf-f-d %—re } ] l ,
(22)
where
f= 7‘}; + —;1; : 23)
Using
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3 Uon)

from Eqgs. (16) and (17) we have for oy and wy the follow-
ing equations:

_ 3 Uon)
(1/'}’0) ’

2 2
moy k Mowg
kg — 2 zkoo'*‘?_ > (24)
2 1 3(Uon
=— |2kyg+4—17— | . 25
Substituting (21) in (25), we obtain
2 — —
w%{’0=%[km{+2Dd2(-—ed f/4—d(R/2—r,)
2 _-r
4 gt RS2 e))] 6
Analogously, from (22) and (25) we have
- d’f—2d =r,)
0 1,2= Ky + D e 42— AT
(27)

We solve the two systems of Eqgs. (24) and (26) and Eqgs.
(24) and (27) numerically. The results of the calculations
for the model parameters are shown in Fig. 2(a)-2(c). In
Fig. 2(a) we plot the dependence of the local frequencies
oy and og [Eqgs. (24), (26), and (27)] versus absolute tem-
perature 7. The system of Eqgs. (24) and (26) gives the
curves corresponding to the roots (of),0y’) as a func-
tion of temperature, while at the system of Egs. (24) and
(27) possesses two sets of roots: (o4',0d’) and
(0, 0?)). The roots (of,w?) and (w%,,wo) corre-
spond to the local minima F9=%(0{?,0y’) and
FP=F(0@,0?) of the free energy F and the roots
(0, wd’) correspond to a local maximum
57(”'“7( D wd) [Fig. 2(b)]. At temperatures higher
than a crltlcal temperature T, the system has only one
minimum, F?, while at an even lower temperature there
is a crossover to a single-well effective potential as the
ground state. The dependence of the extremum values
for the average proton displacement ay versus T is
shown in Fig. 2(c). One has to notice that the value of
ay}), corresponding to w{’, does not exist in the low-
temperature region, where the argument of the hyperbol-
ic inverse cosine [see Eq. (22)] is less than 1. This means
that in that temperature region [T < T, =500 K, where
ad(T)=0], the free energy presents a minimum, ¥ ‘%
corresponding to a2’ and the frequencies (' and w? 2)
and a local max1mum F ) corresponding to the frequen-
cies 0}’ and 0’ with a{y’=0.

At the temperature of T,~1650 K (T, < T, <T,) the
system undergoes a phase transition from the ground
state with free energy #‘® and proton location in left or
right well, to the ground state with free energy ¥'®,
where the proton is situated between two oxygens
(af’=R /2). This phase transition corresponds to transi-
tion from ferro- to paraelectric phase in hydrogen-
bonding ferroelectrics.??
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B. Ionic defects

We studied ionic defects in a one-dimensional chain
with N =100 cells, and used the Polak-Ribiere conjugate
gradient method® to minimize the free energy of the sys-
tem. The boundaries of the chain are held fixed:
Qo,1= 0,100~ 0, ay, 1= —ay, 100=Fai}’ [upper sign cor-
respond to positive ionic defect (I'"), and lower sign cor-
responds to negative one (I ~)]. The minimization prob-
lem for ¥, given by the Eqs (5), (7), (9), and (10) with the
boundary conditions mentioned above admits two kinds
of stationary solutions. We define the stationary states of
the defected chain for which the central proton (n =51)
is situated in the position ay 5; =0 as the centered states,

3500. - T T

& 1750,
s
3
ol L
0. 1000. 2000.

Free Energy (kcal/mole)

2000.

- n n " 1 "
0. 1000.
Temperature (K)

04 T
(c) \"\’3\ 1
\
T 02F /
T //
H / ]
00 . / 4 . ! , ,
0. 1000. 2000.

Temperature (K)

FIG. 2. Temperature dependence (a) of the roots wy and wo,
(b) of the free energy, and (c) of the extremum values ay.
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and those for which two central protons occupy symme-
trical positions (ay so=—ays) as the symmetrical
states. Two kinds of initial configurations of the system
were chosen for each type of defect that correspond to
the two possible stationary states, without, of course, im-
posing any symmetry. The first kind of initial conditions
in the iteration procedure of the minimization problem,
corresponding to the symmetrical stationary solution are
ay,1 = a2~ " Tay so=*aff and
= =ag 0= ?aﬁ’. The second one corresponds to
the centered stationary solution: ag,=ag,=""*
=agso=taf, ays;=0, and ays5= ays=" "
=ay 0= Tajf’. The upper sign corresponds
to the positive defect I and the lower one to the nega-
tive I~ . The initial conditions for the other variational
parameters ag , =0, oy , =w, @0, , =@, for all n, are
used for both kinds of the stationary states of the defect.
As a result of the minimization procedure we have a
solution which is the well-known kink or domain-wall
solution. The temperature dependence of the free energy
of the ionic kink defects is shown in Fig. 3 for both kind
of stationary states. In all the cases the free energy shows
a quite slow decrease in the physically interesting temper-
ature interval (0-300 K). The formation energy for the
I defect is always higher than the I ~ formation energy.
The difference between the values of the free energy F for
centered ([, ) and symmetrical (L) stationary states
of the ionic defect is rather small comparatively with
their absolute values. As one can see from Fig. 3, for low
temperatures, Fl  <FX . and Fg..<Fo. (Fi..
denotes free energy of the symmetrical stationary state of
the positive and negative ionic defects and FZ , denotes
the same for the case of the centered defect). At T =600
K for the I defect, the inequalities for I symm and I
change sign.
T ~800 K.
For a certain temperature of 250 K we show in Fig. 4
the shapes of the different kink solutions. The average
displacement of the central chain atoms are shown for
the hydrogen and the oxygen atoms. Away from the

Qay,s1= Ay,s2

cent
For the I~ defect this temperature is

(kcal /mole)

FI(inl(

..

~1000.

Temperature (K)

FIG. 3. Temperature dependence of the positive and negative
ionic kink defect free energy for the symmetric and the centered
type.
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FIG. 4. Oxygen (O) and hydrogen (X) displacements for
positive, negative, symmetric, and centered defects at 7"=250
K.

center, the oxygens approach their equilibrium position,
while the hydrogens are situated in one of the two poten-
tial wells. Near the center, the atoms rearrange them-
selves to form the kink; the hydrogens climb the potential
barrier, while the oxygens move now away from their
equilibrium position. It is important to note that the neg-
ative defect oxygen atoms are displaced significantly,
with respect to the hydrogens and also to the positive de-
fect.

The Peierls-Nabbarro barrier as a function of tempera-
ture is shown in Fig. 5, for both the positive and negative
defect. Due to the protonic repulsion, it is easier for a
positive defect to move along the chain, once it has been
created, than a negative one. This argument is true for a
certain low-temperature region, while for higher temper-
atures the negative defect is favored. In order to investi-

o
e

Peierls Barrier (kcal/mole)
o
NS

o
=)

7500, 1000.
Termperature (K)

FIG. 5. The Peierls-Nabbarro barrier for the positive and
negative defect as a function of temperature.
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gate the energy dependence of the position of the center
of the defect, one constructs the Peierls potential relief of
Fig. 6 for three different temperatures. For very low tem-
peratures [Fig. 6(a)] it is evident that the positive defect
has to overcome almost half of the barrier the negative
defect has, in order to move from the state with a half-
integer position of the center of the defect into the states
with an integer position of the center. Also, both defects
are stable in the centered state, since a minimum of the
symmetrical state just starts to appear. As temperature
rises [Fig. 6(b)] a minimum exists also for the symmetri-
cal state for both types of defect, while for even higher
temperatures [Fig. 6(c)], the negative defect becomes now
easier to move, in accordance with Fig. 3(b).

VI. ANHARMONIC O-O INTERACTION

In the calculations of the previous section it is seen
that the oxygen displacement is significant (see Fig. 4)
especially for the symmetrical case. Thus it is important
to take into consideration anharmonic terms in the O-O
interaction. We introduce a Morse-type interaction also
between the heavy ions. This means that the third term
in Eq. (3) is replaced by the following:

UOO=DO[1_e_dO(pn_pn+])]2 , (28)

depending on the relative oxygen displacements. One
proceeds with the variational method described in Sec. II,
using the Hamiltonian terms given in Egs. (1)-(4).

The two parameters D, and d, which characterize this
potential are related to the energy of the hydrogen bond,
Dy=0.22 eV (Ref. 27) and to the O-O vibrational force
constant dy=(Ko/2D,)'">=2.28 A "1.37 The three
DM parameters [Eq. (1)] are determined also in this case
self-consistently, with a very similar algorithm as in the
Appendix for the harmonic O-O interaction. Table III

SELF-CONSISTENT-PHONON-APPROXIMATION STUDY OF A ...

12 651

displays the set of parameters and force constants used in
the numerical simulations.

The ground state (period 1 configuration) of the chain
is found to have the same characteristics as the harmonic
0-O potential, concerning the shape and the minima of
the free energy as a function of temperature. There is
only an increase in the temperature scale, of the order of
500 K, that translates to higher temperatures all the
characteristic points of the curves. It is important to
note here that the oxygen equilibrium distance is again
held fixed, a rather artificial factor that would, if varied,
reduce the temperature scales of the model to much more
realistic figures.

Concerning the kink formation, as shown in Fig. 7(a),
contrary to the harmonic O-O interaction, the free ener-
gy of the symmetrical kink configuration is lower than
the centered one, for both the positive and negative kinks
in all the interesting temperature range (7" <1000 K).
The fact that the Peierls-Nabbaro barrier [Fig. 7(b)] is
higher for the negative I ~ defect means?’ that the mobili-
ty of the positive It defect is higher, in very good agree-
ment with experiment.

The two Hamiltonians with the harmonic and anhar-
monic O-O interaction differ significantly only in the
term that contains the wgy. Other terms containing ag
are also negligible because they are related to the O-O

Fiine  (kcal/mole)

e
J
o

Peierls Barrier (kcal/mole)
o
o
[$)]

§
!

L 1 " L 1
500. 1000.
Temperature (K)

e

FIG. 7. (a) The kink free energy vs temperature for the
anharmonic O-O interaction. (b) The Peierls-Nabbarro barrier
vs temperature for the anharmonic O-O.
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TABLE III. Set of parameters for the anharmonic O-O interaction.

D R d ';e I} k kHH Do °d0
(kcal/mole) (A™h (A) (A) (N/m) (N/m) (kcal/mole) (A7h
10.8 7.74 0.94 2.76 29.1 22.0 5.07 2.28

coupling constant koo which is chosen to be equivalent
in both cases. On the other hand, o is sensitive to the po-
tential well shape and therefore has a different behavior.

VII. SUMMARY

This model contributes two important points to the
study of hydrogen-bonded chains. First, it simulates the
hydrogen bond in a realistic way. This is accomplished
by the double Morse potential, which has the advantage
to describe the protonic motion for various O-O distances
with the same potential parameters.®® Second, this model
is for a variable (T+#0) temperature and includes zero-
point energy effects and entropic contributions, which are
very important for the light mass protons, and the effect
on the proton barrier due to the heavy sublattice motion.
The study of the ground state of the chain, which is the
period 1 structure, reveals that for low temperatures, the
free energy has two symmetrical global minima, with one
local maximum in between. As temperature rises, the
central local maximum transforms to a local minimum
and two other local maxima are created symmetrically.
At the phase transition temperature the central local
minimum becomes the global one and the ground state is
now the paraphase, which means that the average proton
position is in the middle point between two oxygens.

The two kinds of stationary defects (positive and nega-
tive), in their symmetrical and centered configurations,
which can exist on the chain, are both stable for the
chain. In the physically interesting temperature region of
0-300 K, the energy of the positive defect is always
higher than the negative ones and the symmetrical state
has a lower energy than the centered one, for both the
harmonic and anharmonic O-O interactions. This fact is
related to the changes in the barrier of the effective pro-
ton potential, due to the heavy sublattice motion. Of
course, there are also important entropic contributions.

It should be remarked that it is not surprising that the
centered configuration is stable. In this case the central
atom sits in a local minimum of the free energy hypersur-
face, unlike the classical case, where the particle sits on a
maximum of the potential energy. This is similar to the
case of the Kapitza inverted pendulum,*! which is stabi-
lized under fast fluctuating forces. It is the entropic
effect that lowers the free energy, since the available
phase space in this case includes both wells. This situa-
tion can exist even at 7"=0 due to the zero-point energy,
which includes quantum fluctuations. Depending on the
form of the O-H potential, the effect can vary. In fact,
the @ =0 can also become a global minimum.

With this model we demonstrate the importance of
zero-point energy. In fact, the effect of the zero-point en-
ergy and thermal fluctuations is to lower the energy of
the ionic defects significantly. This lowering is much

more important than that which is produced by a
significant change of the interaction parameters and it is
also important at higher temperatures. The parameter
values are chosen for the particular case of ice. Never-
theless, the exact numerical results have only a qualita-
tive value and, in fact, are not trustworthy much higher
than 300 K. This is related with the limited validity of all
the parameters used, over a range of temperatures. Out-
side this temperature region, there are significant charge
redistributions compounded by dynamical effects due to
the light proton that cannot be taken into account in this
simple model.

It is important to note that the increased mobility (low
Peierls barrier) found within this model, i.e., the energy
required to move a defect once it is created, is due to the
thermal fluctuations and the zero-point energy. A classi-
cal model with the same parameters®’ has found a higher
effective Peierls barrier.

Significant effects will come from the dependence of
the O-H stretching vibration due to the O-O vibration
amplitude.*? The inclusion of anharmonic O-O interac-
tion does not change significantly the displacements of
protons and heavy ions but influences a lot the local fre-
quencies, which are important for the determination of
the free energy. On top of this the anharmonicity of the
0O-0 vibration will act on the O-H vibration as discussed
in the previous section.
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APPENDIX

Taking into account the ground-state conditions (13)
the expression (10) for the DM part of the ground-state
free energy  takes the form

2 — —
(Ugy ) =D(2—2e" /474 R 2t ay=r)

+ed2f42d(R/2+aH—re)

_2ed2f/4—d(R/2—aH—re)

+ed2f*2d(R/2~aH~re)) , A1)
where f is expressed by Eq. (23). It is important to em-
phasize that the solutions (w‘f?),wg’ )) of the system of Egs.
(24) and (26), corresponding to the case oy =0, can give a
local maximum or local minimum of the free energy &,

depending on the distance R between the heavy ions. If
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the distance R is large enough the potential (A1) has two
minima ay ;, [Eq. (22)] that gives us an expression for
the equilibrium OH-bond length:

R

RS

(A2)
and a maximum at ay;=0. When we decrease R, at some
distance this maximum transforms into local minimum of
the energy F. At critical distance R =R, this local
minimum will become the global minimum of the free en-

ergy 7, ie., Flo o< §|“H=“H,1’ when R <R_,.

_3
T4 +d

r =£—Larcosh lex
°" 3 4 2 XP

Using Eq. (27), one can write the following expression
for the stretching force constant kg

_ ¥

== -
day |ag=ay,,

kOH

=2kHH+2Dd2(_e—d2f/2+4ed2f__2d(R/2—re)) .
(A3)
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From (A2) and (A3) we have the formulas for parameters
r, and D:

_R_3,. 1 R _
=3 4df p In [2cosh d > rO’ } , (A4)
1 2 R
D :F(koﬂ_zkﬂﬂ )ed "/ 2cotanh? |d 7_"0 ’ ] .
(A5)

Finally, the algorithm to define the parameters d, r,,
and D is the following. We fix the distance R =R, and
change the parameter d. For each value of d, using Eqgs.
(A4) and (A5) we define parameters r, and D and calcu-
late the values of the energy F at the distances ay =0 and
ag=ay ;. When these two values are equal we have the
parameter d that needs to be found. This algorithm can
be easily realized numerically.
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